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(54) Method for producing pyrazolinone compounds 

(57) A method for producing a pyrazolinone com- 
pound represented by formula (I): 





(wherein R 1 is a hydrocarbyl group which may be sub- 
stituted, R 2 is a hydrocarbyl group which may be substi- 
tuted and Ar is a phenyl group which may be 
substituted) 

which comprises reacting a lithium salt of a pyra- 
zolinone compound represented by formula (II): 



(wherein, R 1 and Ar have the same meanings as 
described above) 

is reacted with a sulfonic acid ester represented by for- 
mula (III): 

R 2 -0-S0 2 R 3 

(wherein R 2 has the same meaning as described above 
and R 3 is a C^C-to alkyi group or a phenyl group which 
may be substituted) 
in the presence of an ether solvent. 
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Description 

The present invention relates to a method for producing pyrazolone compounds. 
The pyrazolone compounds represented by the following structures: 

5 
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20 
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30 

(wherein iPr represents an isopropyl group, tBu represents a tert-butyl group, sBu represents a sec-butyl group and Me 
represents a methyl group: hereinafter the same) are known to have excellent plant disease controlling activity, and as 
a concrete method for producing the same, alkylation processes represented by the following schemes are known (JP- 
A-8-208621). 
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Schemes: 
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Production method 1 




Production method 2 



i) NaH 




However, in these production methods, an alkylated compound on a carbonyl oxygen at 3-position of a pyra- 
zolone ring (hereinafter, referred to as an O-alkyl compound) for example, a compound represented by the following 
structures: 




may be by-produced in a large amount in addition to a desired compound in which nitrogen at 2-position of a pyra- 
zolone ring is alkylated (hereinafter, referred to as a N-alkyl compound) (see, Comparative Examples 1 and 2 
described below). It is an object of the present invention to provide a more advantageous production method for pyra- 
zolone compounds improving the yield and regioselectivity of the alkylation. 

This object could be achieved on the basis of the finding that, by reacting a lithium salt of a pyrazolinone compound 
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represented by formula (I): 

NH 2 N R 



75 (wherein R 1 is a hydrocarbyl group which may be substituted, and Ar is a phenyl group which may be substituted) 
with a sulfonic acid ester represented by formula (II): 

R 2 O-S0 2 R 3 

20 (wherein R 2 is a hydrocarbyl group which may be substituted and R 3 is a C^C^ alkyl groip or a phenyl group which 
may be substituted) 

in the presence of an ether solvent, formation of an O-alkyl compound is remarkably inhibited and a pyrazolone com- 
pound represented by formula (III): 



30 




(wherein R 1 , R 2 and Ar have the same meanings as described above) 

can be obtained in high yield with high regioselectivity, while the formation of an O-alkyt compound is markedly reduced. 
Thus, the present invention provides a method for producing a pyrazolinone compound represented by formula (III), 
40 which comprises reacting a lithium salt of a pyrazolinone compound represented by formula (I) with a sulfonic acid ester 
represented by formula (II) in the presence of an ether solvent (hereinafter, referred to as the present invention proc- 
ess). 

The phenyl group which may be substituted, represented by Ar in general formulae (I) and (III) is, for example, 
shown by the following formula (V): 



50 




55 

(wherein R 4 to R 8 may be the same or different and are a hydrogen atom, halogen atom, alkyl group, haloalkyl group, 
alkoxy group, alkoxyalkyl group, alkoxyalkoxy group, haloalkoxy group, alkylthio group, haloalkylthio group, cyano group, 
nitro group, phenyl group which may be substituted, or phenoxy group which may be substituted, or two adjacent groups 
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of R 4 to R 8 are bonded at each end to form a group represented by CH=CH-CH=CH ( a methylenedioxy group which 
may be substituted with at least one halogen atom or an alkylene group which may contain one oxygen atom and may 
be substituted with at least one alkyl group). 

Regarding the moieties represented by R 4 to R 8 t examples of the halogen atom include a fluorine atom, chlorine 

5 atom, bromine atom and iodin atom, examples of the alkyl group include C r C 5 alkyl groups (for example, a methyl 
group, ethyl group, propyl group, isopropyl group and tert-butyl group), examples of the haloalkyl group include C r C 5 
alkyl groups which are substituted with the same or different 1 to 1 1 halogen atoms (for example, a trif iuoromethyl 
group, tetrafluoroethyl group and heptafluoropropyl group), examples of the alkoxy group include C 1 -C 5 alkoxy groups 
(for example, a methoxy group, ethoxy group, propoxy group and isopropoxy group), examples of the aikoxyalkyl group 

w include C r C 3 alkoxy C r C 3 alkyl groups (for example, methoxymethyl group), examples of the alkoxyalkoxy group 
include CrQj alkoxy C r C 3 alkoxy groups (for example, methoxymethoxy group), examples of the haloaikoxy group 
include C 1 -C 5 alkoxy groups which are substituted with the same or different 1 to 1 1 halogen atoms (for example, a tri- 
fluoromethoxyl group, difluoromethoxyl group and tetraffuoroethoxyl group), examples of the alkylthio group include Cy 
C 5 alkylthio groups (for example, a methylthio group and ethylthio group), examples of the haloalkylthio group include 

75 C-i-Cs alkylthio groups which are substituted with the same or different 1 to 11 halogen atoms (for example, a trifluor- 
omethylthio group), the phenyl group which may be substituted means a phenyl group which may be substituted with 
the same or different 1 to 5 substituents, the phenoxy group which may be substituted means a phenoxy group which 
may be substituted with the same or different 1 to 5 substituents, 

{examples of the substituents on the phenyl or phenoxy groups which may be substituted include, for example, halogen 
20 atoms (a fluorine atom, chlorine atom, bromine atom, iodine atom), C^C 5 alkyl groups (for example, a methyl group and 
ethyl group), C r C 5 alkoxy groups (for example, a methoxy group and ethoxy group). C^Cs alkylthio groups (for exam- 
ple, a methylthio group and ethylthio group), C r C 5 haloalkyl groups, preferably CyC 2 haloalkyl groups (for example, 
trif Iuoromethyl group), C r C 5 haloaikoxy group, preferably C r C 2 haloalkoxyl groups (for example, a trifluoromethoxy 
group and difluoromethoxy group), OyC 5 haloalkylthio group, preferably C^Ca haloalkylthio groups (for example, a tri- 
ps fluoromethylthio group) and cyano group}, 

examples of the methylenedioxy group which may be substituted include a methylenedioxy group, dif luoromethylenedi- 
oxy group, and examples of the alkylene group (for example, a C 2 -C 6 alkylene group) which may contain one oxygen 
atom and may be substituted with an alkyl group (for example, a C r C 4 alkyl group such as a methyl group) include a 
trimethylene group, tetramethylene group, a group represented by OCH 2 CH 2 and a group represented by 
30 OCH 2 CH(CH 3 ). 

Examples of the hydrocarbyl group which may be substituted represented by R 1 in formulae (I) and (III) include C r 
C 10 alkyl groups (for example, an ethyl group, propyl group, isopropyl group, butyl group, isobutyl group, sec-butyl group, 
2-methylbutyl group, 2-ethylpropyl group and tert-butyl group), C 2 -C 10 alkenyl groups (for example, 1-methyl-2-propenyl 
group), C 2 -C 10 alkynyl groups (for example, 1 -methyl-2-propynyl group), C r C 10 alkyl groups substituted with the same 

35 or different 1 to 21 halogen atoms, C 2 -C 10 alkenyl groups substituted with the same or different 1 to 1 9 halogen atoms, 
C 2 -C 10 alkynyl groups substituted with the same or different 1 to 17 halogen atoms, C r C 5 alkoxy C r C 5 alkyl groups 
(for example, a methoxymethyl group and 1 -methoxyethyl group), C r C 5 alkylthio C r C 5 alkyl groups (for example, a 
methylthiomethyl group and 1 -methylthioethyl group), C r C 5 alkyl groups substituted with the same or different 1 to 1 1 
halogen atoms having a C^Cs alkoxy group substituted with the same or different 1 to 1 1 halogen atoms. CyC$ alkyl 

40 groups substituted with the same or different 1 to 1 1 halogen atoms having a C r C 5 alkylthio group substituted with the 
same or different 1 to 1 1 halogen atoms, C r C 5 alkyl groups substituted with a cyano group (for example, 1 -cyanoethyl 
group), C V C 5 alkyl groups substituted with a C r C 5 alkoxycarbonyl group (for example, 1 -(methoxycarbonyl)ethyl 
group). C 3 -C 8 cycloalkyl groups which may be substituted with at least one halogen atom and may contain an unsatu- 
rated bond (for example, a cyclohexyl group and cyclopentyl group), phenyl group which may be substituted with the 

4$ same or different 1 to 5 substituents {examples of the substituent include halogen atoms (a fluorine atom, chlorine 
atom, bromine atom, iodine atom), C r C 5 alkyl groups (for example, a methyl group and ethyl group), C r C 5 alkoxy 
groups (for example, methoxy group and ethoxy group), C r C 5 alkylthio groups (for example, a methylthio group and 
ethylthio group), C r C 5 haloalkyl groups, preferably C r C 2 haloalkyl groups (for example, trif Iuoromethyl group), C r C 5 
haloaikoxy group, preferably C r C 2 haloalkoxyl groups (for example, a trifluoromethoxy group and difluoromethoxy 

so group), C r C 5 haloalkylthio group, preferably C r C 2 haloalkylthio groups (for example, a trifluoromethylthio group) and 
cyano group}, C 7 -C 17 aralkyl groups which may be substituted with the same or different 1 to 5 substituents (for eample, 
a benzyl group, a-methylbenzyl group and cc,a-dimethylbenzyl group) {examples of the substituent include halogen 
atoms (a fluorine atom, chlorine atom, bromine atom, iodine atom), C r C 5 alkyl groups (for example, a methyl group and 
ethyl group), C r C 5 alkoxy groups (for example, methoxy group and ethoxy group), C r C 5 alkylthio groups (for example, 

55 a methylthio group and ethylthio group), -C 5 haloalkyl groups, preferably -C 2 haloalkyl groups (for example, trif Iuor- 
omethyl group), C r C 5 haloaikoxy group, preferably C r C 2 haloalkoxyl groups (for example, a trifluoromethoxy group 
and difluoromethoxy group), CvC 5 haloalkylthio groups, preferably C r C 2 haloalkylthio groups (for example, a trifluor- 
omethylthio group) and cyano group). 
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Examples of the hydrocarbyl group which may be substituted represented by R 2 in the formulae (II) and (III) include 
CyCw alkyl groups (for example, an ethyl group, propyl group, isopropyl group, butyl group, isobutyl group, sec-butyl 
group, 2-methylbutyl group and 2-ethylpropyl group), C 2 -C 10 alkenyl groups (for example, 1 -methyl -2-propenyl group), 
C 2 -C 10 alkynyl groups (for example, 1-methyl-2-propynyl group), C r C 10 alkyl groups substituted with the same or dif- 

5 ferent 1 to 21 halogen atoms, C 2 -C 10 alkenyl groups substituted with the same or different 1 to 19 halogen atoms, C 2 - 
C 10 alkynyl groups substituted with the same or different 1 to 17 halogen atoms, (VC5 alkoxy C-1-C5 alkyl groups (for 
example, a 1 -methyl-2-methoxyethyl group), CyC 5 alkylthio CyC 5 alkyl groups (for example, a 1 -methyl-2-methylthioe- 
thyi group), CyC 5 alkyl groups substituted with the same or different 1 to 11 halogen atoms having a CtC 5 alkoxy 
group substituted with the same or different 1 to 1 1 halogen atoms, C1-C5 alkyl groups substituted with the same or dif- 

10 ferent 1 to 11 halogen atoms having a CyC$ alkylthio group substituted with the same or different 1 to 11 halogen 
atoms, OyC 5 alkyl groups substituted with a cyano group (for example, 1 -methyl-2-cyanoethyl group), C r C 5 alkyl 
groups substituted with a OyC 5 alkoxycarbonyl group (for example, 2-methoxycarbonylethyl group), C 3 -C 8 cycloalkyl 
groups which may be substituted with at least one halogen atom and may contain an unsaturated bond (for example, a 
cyclohexyl group and cyclopentyl group). C7-C17 aralkyl groups which may be substituted with the same or different 1 

rs to 5 substituents (for example, a benzyl group and a-methylbenzyl group) {examples of the substituent include halogen 
atoms (a fluorine atom, chlorine atom, bromine atom, iodine atom), -C 5 alkyl groups (for example, a methyl group and 
ethyl group), CyC$ alkoxy groups (for example, methoxy group and ethoxy group), (VC 5 alkylthio groups (for example, 
a methylthio group and ethylthio group), C 1 -C 5 haloalkyl groups, preferably -C 2 haloalkyl groups (for example, trif luor- 
omethyl group), C^-C s haloalkoxy group, preferably CyOz haloalkoxyl groups (for example, a trifluoromethoxy group 

20 and difluoromethoxy group), C r C 5 haloalkylthio group, preferably C r C 2 haloalkylthio groups (for example, a trifluor- 
omethylthio group) and cyano group}. 

Regarding R 3 in formula (II), examples of the CyC^ 0 alkyl include a methyl group, ethyl group, propyl group, iso- 
propyl group and tert-butyl group, and examples of the phenyl group which may be substituted include a phenyl group, 
2-methylphenyi group, 3-methylphenyl group, 4-methylphenyl group, 2-methoxyphenyl group, 3-methoxyphenyl group, 

25 4-methoxyphenyl group, 2-fluorophenyl group, 3-fluorophenyl group, 4-fluorophenyl group, 2-chlorophenyl group. 3- 
chlorophenyl group, 4-fluorophenyl group, 2-chlorophenyi group, 3-chlorophenyl group, 4-chlorophenyl group, 2- 
bromophenyl group, 3-buromophenyl group and 4-bromophenyl group. 

The present invention process is conducted by reacting the lithium salt of the pyrazolinone compound represented 
by formula (I) with the sulfonic acid ester represented by formula (II) in the presence of an ether solvent. 

30 The reaction temperature for this reaction is usually in the range of 60 to 150 °C, preferably 80 to 120 °C, and the 
reaction time is usually in the range of 1 to 12 hours. 

The amount of the sulfonic acid ester represented by formula (II) used in the reaction is usually from 1 .0 to 5.0 mol, 
preferably from 1 . 1 to 2.0 mol based on 1 mol of the lithium salt of the pyrazolinone compound represented by formula 

(I). 

35 The ether solvent used in the present invention means a reaction solvent having at least one ether bond (-C-O-C- 
). Examples of the ether solvent include 1,4-dioxane, tetrahydrofuran, tetrahydropyran and diisopropyl ether, and 1,4- 
dioxane, tetrahydrofuran and tetrahydropyran are preferred. 

The present invention process can be conducted in the ether solvent alone or in the mixture of the ether solvent 
and another inert solvent. In case the mixed solvent is used, it usually contain the ether solvent in an amount of 50 vol% 
40 or more. Examples of the other inert solvent include, for example, aromatic hydrocarbons such as benzene, toluene, 
xylene and chlorobenzene and aliphatic hydrocarbons such as hexane. 

The concentration of the lithium salt of the pyrazolinone compound represented by formula (I) is usually 0.01 to 2 
M, preferably 0.05 to 1 M in the reaction solution according to the present invention process. 

The pyrazolinone compound represented by formula (III) can be obtained by conducting usual work-up such as 
45 adding water to the reaction mixture after completion of the reaction, then, extracting the mixture with an organic sol- 
vent, and condensation by removing solvent. This compound can optionally also be purified by means of washing with 
an organic solvent, recrystallization and column chromatography. 

The sulfonic acid ester represented by formula (II) used in the present invention process can be prepared according 
to a method described in J. Org. Chem., (1970), 35(9). 3195. 
so The lithium salt of the pyrazolinone compound represented by formula (I) can be produced by reacting the pyra- 
zolinone compound represented by formula (I) with an anhydrous lithium hydroxide or lithium hydroxide monohydrate 
under azeotropic dehydration condition, or by reacting the pyrazolinone compound represented by formula (I) with lith- 
ium hydride, alkyllithium such as C r C 6 alkyllithium (for example, buthyilithium and sec-buthyllithium) or lithium dialky- 
lamide such as lithium di(Ci-C 6 )alkylamide (for example, lithium diethylamide and lithium diisopropylamide). 
55 When the pyrazolinone compound represented by formula (I) is allowed to react with an anhydrous lithium hydrox- 
ide or lithium hydroxide monohydrate under azeotropic dehydration condition, the range of the reaction temperature for 
this reaction is usually from 80 to 140 °C, and the range of the reaction time is usually from 0.5 to 12 hours. 

The amount of the anhydrous lithium hydroxide or lithium hydroxide monohydrate is usually from 1.0 to 5.0 mol, 
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preferably from 1.1 to 2.0 mol based on 1 mol of the pyrazolone derivative represented by formula (I). 

As the solvent, aromatic hydrocarbons such as benzene, toluene, xylene and chlorobenzene are listed. 

When the pyrazotinone compound represented by formula (I) is allowed to react with lithium hydride, alkyllithium or 
lithium dialkylamide, the range of the reaction time for this reaction is usually from 1 to 12 hours, and the range of the 
5 reaction temperature is usually from 60 to 120 °C when lithium hydride is used , and usually from -78 to 30 *C when 
alkyllithium or lithium dialkylamide is used. 

The amount of the lithium hydride, alkyllithium or lithium dialkylamide is usually from 1 .0 to 2.0 mol based on 1 mol 
of the pyrazolone derivative represented by formula (I). 

As the solvent, aliphatic hydrocarbons such as hexane, aromatic hydrocarbons such as toluene, or ethers such as 
io diethyl ether, 1 ,4-dioxane, tetrahydrofuran and tetrahydropyran, diisopropyl ether are shown. 

The lithium salt of the pyrazolinone compound represented by formula (I) can be obtained by distilling the solvent 
off under reduced pressure from the reaction mixture after completion of the reaction. 

When ethers are used as a reaction solvent, the reaction solution after completion of the reaction can be used for 
the present invention process without further operation. 
75 The pyrazolinone compound represented by formula (I) used in the above-described production method can be 
prepared according to a method described in EP-679643-A. 

Examples 

20 The following examples further illustrate the present invention in detail, but do not limit the scope thereof. 
Production Example 1 

A reaction vessel equipped with a water separator was charged with 3.00 g of 1-tert-butyl-4-(2,6-dichlorophenyl)- 
25 5-amino-pyrazolin-3-one t 0.84 g of lithium hydroxide monohydrate and 15 ml of toluene, and the reaction mixture was 
stirred for 1 hour under azeotropic dehydration condition, then, toluene was distilled off under reduced pressure. 

To the residue was added 100 ml of 1 ,4-dioxane, and 2.77 g of isopropyt methanesulfbnate in 15 ml of 1 ,4-dioxane 
was added dropwise to the reaction mixture under reflux. After completion of the addition, the mixture was heated for 3 
hours under reflux condition, then, the solvent was distilled off, and 60 ml of water was added to the residue, and the 
30 mixture was extracted with 60 ml of ethyl acetate. The organic layer was washed with 60 ml of water, then, concen- 
trated, to obtain 3.38 g of a yellow solid. The crude product analyzed by 1 H-NMR on the ratio of N-alkyl compound to 
O-alkyl compound being 95 to 5 was washed with a mixed solvent of hexane:diethyl ether (20:1) to obtain 3.06 g (yield: 
89.5%) of 1 -tert-butyl-2-isopropyl-4-(2,6-dichlorophenyl)-5-amino-pyrazolin-3-one. 

35 1 H-NMR (CDCI3/TMS) 6 value (ppm) 

1.39 (d, 6H). 1.43 (s, 9H), 3.64 (q, 1H). 4.22 (s, 2H). 7.16 (d, 1H), 7.19 (d, 1H), 7.35 (d. 1H) 

Production Example 2 

40 A reaction vessel equipped with a water separator was charged with 3.68 g of 1 -tert-butyl-4-(2-methylphenyl)-5- 
amino-pyrazolin-3-one, 1.26 g of lithium hydroxide monohydrate and 30 ml of toluene, and the reaction mixture was 
stirred for 1 hour under azeotropic dehydration condition, then, toluene was distilled off under reduced pressure. 

To the residue was added 50 ml of 1 ,4-dioxane, and 3.04 g of sec-butyl methanesulfonate in 10 ml of 1 ,4-dioxane 
was added dropwise to the reaction mixture under reflux. After completion of the addition, the mixture was heated for 7 

45 hours under reflux then, the solvent was distilled off, and 60 ml of water was added to the residue, and the mixture was 
extracted with 60 ml of ethyl acetate. The organic layer was washed with 60 ml of water, then, concentrated, to obtain 
4.02 g of a yellow solid. The crude product analyzed by 1 H-NMR on the ratio of N-alkyl compound to O-alkyl compound 
being 80 to 20 was washed with a mixed solvent of hexane : diethyl ether (20:1) to obtain 3.07 g (yield: 67.9%) of 1 -tert- 
butyl-2-sec-butyl-4-(2-methylphenyl)-5-amino-pyrazoiin-3-one. 

so 

1 H-NMR (CDCI3/TMS) 5 value (ppm) 

0.93 (t, 3H), 1.29 (d, 3H), 1.40 (s, 9H), 1.95 (m, 2H), 2.26 (s, 3H), 3.37 (q. 1H), 4.18 (s, 2H), 7.09 to 7.25 (m, 4H) 
Comparative Example 1 (production 1 according to the scheme described above) 

55 

A mixture of 1.23 g of 1-tert-butyl-4-(2-methylphenyl)-5-amino-pyrazolin-3-one, 1.84 g of 2-iodobutane, 2.1 g of 
potassium carbonate and 20 ml of ethanol was heated under reflux for 10 hours. The solvent was distilled off under 
reduced pressure, then, water was added, and the mixture was extracted with ethyl acetate. The organic layer was dried 



7 



EP 0 890 573 A1 



over magnesium sulfate anhydride, then, the solvent was distilled off under reduced pressure. The residue was ana- 
lyzed by 1 H-NMR on th ratio of N-alkyl compound to O-alkyl compound being 16 to 84 was applied to column chroma- 
tography to obtain 250 ml (yield: 16%) of 1-tert-butyl-2-sec-butyl-4-(2-methylphenyl)-5-aminopyrazolin-3-one. 

Comparative Example 2 (production 2 according to the scheme described above) 

To 1 60 mg of sodium hydroxide (60% oil dispersion) were added 30 ml of toluene and 1 .00 g of 1 -tert-butyl-4-(2,6- 
dichlorophenyl)-5-amino-pyrazolin-3-one, and the mixture was heated for 2 hours at 100°C. To this was added 550 ml 
of isopropyl mathanesulfonate, and the mixture was heated for additional 3 hours at 100°C. After completion of the reac- 
tion, water was added, and the mixture was extracted with ethyl acetate. The organic layer was dried over magnesium 
sulfate anhydride, then, the solvent was distilled off under reduced pressure. The residue analyzed by 1 H-NMR on the 
ratio of N-alkyl compound to O-alkyl compound being 31 to 69 was applied to column chromatography to obtain 353 mg 
(yield: 31%) of 1-tert-butyl-2-sec-butyl-4-(2,6-dichlorophenyl)-5-aminopyrazolin-3-one. 

According to the present invention process, the pyrazolinone compound represented by formula (III) can be pro- 
duced in high yield with high selectivity. 

Claims 

1 . A method for producing a pyrazolinone compound represented by formula (I) : 




(wherein R 1 is a hydrocarbyl group which may be substituted, R 2 is a hydrocarbyl group which may be substituted 
and Ar is a phenyl group which may be substituted) 

which comprises reacting a lithium salt of a pyrazolinone compound represented by formula (II): 




(wherein R 1 and Ar have the same meanings as described above) 
is reacted with a sulfonic acid ester represented by formula (III): 

R 2 -0-S0 2 R 3 

(wherein R 2 has the same meaning as described above and R 3 is a C r C 10 alkyl group or a phenyl group which 

may be substituted) 

in the presence of an ether solvent. 
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The method according to Claim 1, wherein the lithium salt of the pyrazolone compound (I) is a lithium salt of a 
pyrazolinone compound represented by formula (IV): 



(wherein R 1 has the same meaning as described above and R 4 to R 8 may be the same or different and are a hydro- 
gen atom, halogen atom, alkyl group, haloalkyl group, alkoxy group, alkoxyalkyl group, alkoxyalkoxy group, 
haloalkoxy group, alkylthio group, haloalkylthio group, cyano group, nitro group, phenyl group which may be substi- 
tuted, or phenoxy group which may be substituted, or two adjacent groups of R 4 to R 8 are bonded at each end to 
form a group represented by CH=CH-CH=CH, a methylenedioxy group which may be substituted with at least one 
halogen atom or an alkylene group which may contain one oxygen atom and may be substituted with at least one 
alkyl group). 

The method according to Claim 2, wherein R 4 to R 8 in the pyrazolinone compound (IV) may be the same or different 
and are a hydrogen atom, halogen atom, C^Cs alkyl group, CyC 5 haloalkyl group, C^Cs alkoxy group, (C1-C3) 
alkoxy (C r C 3 )alkyl group. (C r C 3 )alkoxy(C r C 3 )alkDxy group, C r C 5 haloalkoxy group, C^Cs alkylthio group. C r 
C 5 haloalkylthio group, cyano group, nitro group, phenyl group (which may be substituted with at least one halogen 
atom, CrC 5 alkyl group, CrC 5 aikoxy group, CrCs alkylthio group, C-1-C5 haloalkyl group, C1-C5 haloalkoxy 
group, C^Cs haloalkytthio group or cyano group), or phenoxy group (which may be substituted with at least one 
halogen atom. C r C 5 alkyl group, C<|-C 5 alkoxy group, C r C 5 alkylthio group, C1-C5 haloalkyl group, C r C 5 
haloalkoxy group. C^Cs haloalkylthio group or cyano group), or, adjacent two groups of R 4 to R 8 are bonded at 
each end to form a group represented by CH=CH-CH=CH, a methylenedioxy group which may be substituted with 
at least one halogen atom, a trimethylene group, a tetramethylene group, a group represented by OCH 2 CH 2 or a 
group represented by OCH 2 CH(CH 3 ). 

The method according to Claim 1 , wherein R 2 in the sulfonic acid ester (II) is an isopropyl group or sec-butyl group. 

The method according to Claim 1, wherein R 3 in the sulfonic acid ester (II) is a methyl group, phenyl group or 4- 
methylphenyl group. 

The method according to Claim 1 , wherein the ether solvent is 1 ,4-dioxane, tetrahydrofuran or tetrahydropyran. 

The method according to Claim 1 , wherein the ether solvent is 1 ,4-dioxane, tetrahydrofuran or tetrahydropyran and 
R 3 in the sulfonic acid ester (II) is a methyl group, phenyl group or 4-methylphenyl group. 

The method according to Claim 1, wherein the reaction temperature is in the range of 60 to 150 °C. 
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